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4. (Amended) The apparatus of claim 1 having an effective operating 
temperature below about 300K. 

5. (Amended) The apparatus of claim 1, wherein said sensor includes at least 
two metallic electrodes. 

7. (Amended) The apparatus of claim 1 and further comprising a circuit 
electrically coupled to said sensing member operable to apply a time varying electric 
field to said sensing member. 

9. (Amended) The apparatus of claim 2, wherein said gradient is established by 
a number of differently composed layers. 

10. (Amended) The apparatus of claim 1, wherein said sensing member is formed 
of PbZrxTiyOs; where x is in a range of about 0.5 to about 0.8 and y is in a range of 
about 0.2 to about 0.5. 

15. (Amended) The apparatus of claim 1, wherein said sensing member is 
comprised of an oxygen deficient ionic oxide material. 

17. (Amended) A method of detecting oxygen in an intake or exhaust stream of a 
vehicle with the apparatus of claim 1 . 
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18. (Amended) A method of manufacturing an oxygen sensing device, said 
method, comprising: 

providing a source of ferroelectric material having a first region with a first 
composition and a second region with a second composition different from the first 
composition; 

irradiating a portion of the first region and a portion of the second region with 
a laser to release a mixture from the source with a predetermined ratio of the first 
composition to the second composition; and 

forming a layer of a sensing matrix from the mixture, the mixture 
corresponding to the ratio. 

22. (Amended) The method of claim 18 further comprising performing said 
irradiating of a number of different portions of the first and second regions to form a 
graded ferroelectric sensing member. 

23. (Amended) The method of claim 18, wherein said irradiating includes 
scanning a predetermined path along the source with the laser. 

25. (Amended) The method of claim 18, wherein said forming includes 
depositing the mixture on a substrate. 

26. (Amended) An oxygen sensor formed by the method of claim 18. 

31. (Amended) The method of claim 27, wherein said generating the plumes 
includes irradiating a corresponding number of different portions of the first and 
second regions. 

32. (Amended) The method of claim 27, wherein said irradiating includes 
scanning across a predetermined path along the source with a laser. 

34. (Amended) The method of claim 27, wherein said forming includes 
depositing material from a first one of the plumes on a substrate. 
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35. (Amended) An oxygen sensor formed by the method of claim 27. 

41. (Amended) The apparatus of claim 36, wherein a ratio between two 
compositional constituents increases along a predetermined direction through said 
sensing member to provide a corresponding compositional gradient. 

43. (Amended) The apparatus of claim 41, wherein said two compositional 
constituents are zirconia and titania. 

44. (Amended) The apparatus of claim 36 wherein said sensing member is 
formed of PbZrxTiyOs; wherein x is in a range of about 0.5 to about 0.8 and y is in a 
range of about 0.2 to about 0.5. 

46. (Amended) A method of detecting oxygen in an intake or exhaust stream of a 
vehicle with the apparatus of claim 36. 

49. (Amended) The combination of claim 47, wherein said peak magnitude is in a 
range of about 1 volt per |Lim to about 1000 volts per |Lim. 

51. (Amended) The combination of claim 47, wherein said sensing member is 
comprised of a ferroelectric material. 

52. (Amended) The combination of claim 47, wherein said sensing member is 
comprised of a PZT material. 

53. (Amended) The combination of claim 47, wherein the system is operable to 
detect oxygen concentration at a temperature below about 400K. 
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Please add new claims 54-71 as follows: 

54. (Added) The apparatus of claim 2 having an effective operating temperature 
below about 375K. 

55. (Added) The apparatus of claim 2 having an effective operating temperature 
below about 300K. 

56. (Added) The apparatus of claim 2, wherein said sensor includes at least two 
metallic electrodes. 

57. (Added) The apparatus of claim 2 and further comprising a circuit electrically 
coupled to said sensing member operable to apply a time varying electric field to said 
sensing member. 

58. (Added) The apparatus of claim 2, wherein said at least two compositional 
constituents are zirconia and titania. 

59. (Added) The apparatus of claim 8, wherein said gradient is established by a 
number of differently composed layers. 

60. (Added) The apparatus of claim 2, wherein said sensing member is formed of 
PbZrxTiyOs; where x is in a range of about 0.5 to about 0.8 and y is in a range of about 
0.2 to about 0.5. 

6 1 . (Added) The apparatus of claim 60, wherein x increases along a direction 
through said sensing member and y decreases along said direction. 

62. (Added) The apparatus of claim 61, wherein x is in a range of about 0.55 to 
about 0.75 and y is in a range of about 0.25 to about 0.45. 



PUR-093/l05-PCT:JBM:l 15798 
PRELIMINARY AMENDMENT 



Page 5 of 10 



63. (Added) The apparatus of claim 60, wherein said sensing member includes a 
number of layers each having a different ratio of x to y. 

64. (Added) The apparatus of claim 60, wherein x is about 0.55 and y is about 
0.45 along a first surface of said sensing member and x is about 0.75 and y is about 
0.25 along a second surface of said sensing member opposite said first surface. 

65. (Added) The apparatus of claim 2, wherein said sensing member is comprised 
of an oxygen deficient ionic oxide material. 

66. (Added) The apparatus of claim 65 wherein the said sensing member is 
comprised of a YSZ material. 

67. (Added) The combination of claim 48, wherein said peak magnitude is in a 
range of about 1 volt per |xm to about 1000 volts per \im, 

68. (Added) The combination of claim 67, wherein said peak magnitude is in a 
range of about 10 volts per |am to about 100 volts per jam. 

69. (Added) The combination of claim 48 wherein said sensing member is 
comprised of a ferroelectric material. 

70. (Added) The combination of claim 48, wherein said sensing member is 
comprised of a PZT material. 

71. (Added) The combination of claim 48, wherein the system is operable to 
detect oxygen concentration at a temperature below about 400K. 
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REMARKS 



Entry of this Preliminary Amendment prior to the examination of this 
apphcation is respectfully requested. Claims 54-71 have been added by this 
amendment, and the accompanying filing fee is based on the status of the claims after 
entry of this Amendment. Applicants respectfully request consideration of this 
application and Preliminary Amendment, and passage of this application to 
allowance. 

Respectfullyisubmitted, 




Jain^s B. Myers Jr., Reg^o. 4: 
W^odard, Emhardt, Naughton, 

Moriarty & McNett 
iank One Center/Tower, Suite 3700 
111 Monument Circle 
Indianapolis, Indiana 46204-5137 
(317) 634-3456 
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ADDENDUM 



3. (Amended) The apparatus of claim 1 [or 2] having an effective operating 
temperature below about 375K. 

4. (Amended) The apparatus of claim 1 [or 2] having an effective operating 
temperature below about 300K. 

5. (Amended) The apparatus of claim 1 [or 2], wherein said sensor includes at 
least two metallic electrodes. 

7. (Amended) 7. The apparatus of claim 1 [or 2] and further comprising a circuit 
electrically coupled to said sensing member operable to apply a time varying electric 
field to said sensing member. 

9. (Amended) The apparatus of claim 2 [or 8], wherein said gradient is 
established by a number of differently composed layers. 

10. (Amended) The apparatus of [any of claims] claim 1 [or 2], wherein said 
sensing member is formed of PbZrxTiyOs; where x is in a range of about 0.5 to about 
0.8 and y is in a range of about 0.2 to about 0.5. 

15. (Amended) The apparatus of claim 1 [or 2], wherein said sensing member is 
comprised of an oxygen deficient ionic oxide material. 

17. (Amended) A method of [use, comprising] detecting oxygen in an intake or 
exhaust stream of a vehicle with the apparatus of claim 1 [or 2]. 
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18. (Amended) A method of rmanufacturel manufacturing an oxygen sensing 
device, said method , comprising: 

providing a source of ferroelectric material having a first region with a first 
composition and a second region with a second composition different from the first 
composition; 

irradiating a portion of the first region and a portion of the second region with 
a laser to release a mixture from the source with a predetermined ratio of the first 
composition to the second composition; and 

forming a layer of a sensing matrix from the mixture, the mixture 
corresponding to the ratio. 

22. (Amended) The method of [any of claims] claim 18 [-21] further comprising 
performing said irradiating of a number of different portions of the first and second 
regions to form a graded ferroelectric sensing member. 

23. (Amended) The method of [any of claims] claim 18[-21], wherein said 
irradiating includes scanning a predetermined path along the source with the laser. 

25. (Amended) The method of [any of claims] claim 18[-21], wherein said 
forming includes depositing the mixture on a substrate. 

26. (Amended) An oxygen sensor formed by the method of [any of claims] claim 
18[-21]. 

31. (Amended) The method of [any of claims] claim 27[-30], wherein said 
generating the plumes includes irradiating a corresponding number of different 
portions of the first and second regions. 

32. (Amended) The method of [any of claims] claim 27 [-30], wherein said 
irradiating includes scanning across a predetermined path along the source with a 
laser. 
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34. (Amended) The method of [any of claims] claim 27[-30], wherein said 
fomiing includes depositing material from a first one of the plumes on a substrate. 

35. (Amended) An oxygen sensor formed by the method of [any of claims] claim 
27[-30]. 

41. (Amended) The apparatus of [any of claims] claim 3 6 [-40], wherein a ratio 
between two compositional constituents increases along a predetermined direction 
through said sensing member to provide a corresponding compositional gradient. 

43. (Amended) The apparatus of claim 41 [or 42], wherein said two 
compositional constituents are zirconia and titania. 

44. (Amended) The apparatus of [any of claims] claim 36[-40] wherein said 
sensing member is formed of PbZrxTiyOs; wherein x is in a range of about 0.5 to 
about 0.8 and y is in a range of about 0.2 to about 0.5. 

46. (Amended) A method of [use, comprising] detecting oxygen in an intake or 
exhaust stream of a vehicle with the apparatus of [any of claims] claim 36[-40]. 

49. (Amended) The combination of claim 47 [or 48], wherein said peak 
magnitude is in a range of about 1 volt per |im to about 1000 volts per |i,m. 

51. (Amended) The combination of claim 47 [or 48] wherein said sensing 
member is comprised of a ferroelectric material. 

52. (Amended) The combination of claim 47 [or 48], wherein said sensing 
member is comprised of a PZT material. 

53. (Amended) The combination of claim 47 [or 48], wherein the system is 
operable to detect oxygen concentration at a temperature below about 400K. 
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GOVERNMENT RIGHTS CLAUSE 

The U.S. Government has a paid-up license in this invention and the 
right in limited circumstances to require the patent owner to license to 
others on reasonable terms as provided for by the terms of DOE Grant No. 
DE-FG02-90ER45427. 

REFERENCE TO RELATED APPLICATIONS 

This application claims the benefit of U.S. Provisional Patent 
Application Nos. 60/094,721 filed on July 30, 1998 and 60/123,819 filed on 
March 11, 1999. which are both hereby Incorporated by reference in their 
entirety. 

BACKGROUND 

The present invention relates to sensing devices and the 
manufacture thereof, and more particularly, but not exclusively, relates to a 
ferroelectric oxygen gas sensor and a process for manufacturing 
ferroelectric devices. 

Oxygen gas sensors have a wide range of applications in 
combustion engine and metallurgical processes. The most notable is their 
use in modern automobile engine operation and control. The sensor 
measures the oxygen content in the exhaust of the internal combustion 
engine and adjusts the air-fuel ratio, accordingly. This regulation process 
has been found to significantly enhance economical operation and 
environmental control of combustion engines. 



1 



wo 00/07001 PCT/US99/17422 

Two types of oxygen sensors are commonly used in the auto 
industry: the potentiometrictype, using zirconia based ceramics such as 
cubic-stabilized zirconia (CSZ) and the resistive type, using titania (TiOa). 
A CSZ potentiometer type sensor requires a porous metal electrode and a 

5 reference gas at the reference electrode. A high emf develops across the 
electrodes as the oxygen partial pressure at the sensing electrode varies or 
changes in comparison to the reference gas at the reference electrode. 
Furthermore, the sensing mechanism is a thermally activated process, 
which requires that the sensor be operated at a temperature higher than 

10 300^*0 in order to register a significant output voltage. This is usually 

accomplished by positioning the sensor in a hot exhaust gas stream or by 
heating the sensor using an electric heater. Resistive titania sensors, on 
the other hand, do not require a reference gas, but do require a tip 
temperature > 350°C for sensor activation. Titania sensors also exhibit 

15 strong temperature dependence and require compensation for temperature 
variations. 

Other types of solid-state oxygen sensors using LaFs and 
nonstoichiometric perovskite thin films have recently been reported. Unlike 
CSZ and Ti02 sensors, the LaFa sensors operate at ambient temperatures, 

20 but they suffer from very long response times. Shorter response times of a 
few minutes were reported by operating the LaFa thin films at higher 
temperatures or by using a special type of a sensitive electroding material 
such as metal phthalocyanine. Sensing capabilifies of non-stoichiometric 
perovskite thin films only appear to have been reported at higher activafion 

25 temperatures for sensor activation. Thus, the need to develop a low 
temperature oxygen sensor with a fast response time remains. 
Furthermore, a low temperature sensor will have a great advantage in a 
wide variety of applications including medical (life support), biological and 
environmental applications and process monitoring. 

30 The present invention meets such needs, and has other benefits and 

advantages. 
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SUMMARY OF INVENTION 

The present invention relates to sensing devices, the manufacture 
and use thereof. Various aspects of the invention are novel, nonobvious, 
5 and provide various advantages. While the actual nature of the invention 
covered herein can only be determined with reference to the claims 
appended hereto, certain forms and features, which are characteristic of 
the preferred embodiments disclosed herein, are described briefly as 
follows. 

10 One form of the present includes an oxygen sensor having an 

operating temperature preferably below about 400K, The temperature Is 
more preferably below about 375K and still more preferably below about 
300K. The oxygen sensor includes a nonstoichiometric metal oxide sensor 
member. Preferably the nonstoichiometric sensing member includes an 

15 ionic conductor such as a PZT compound or a yttria stabilized zirconia 
compound (YSZ). 

In another form, the invention includes an oxygen sensor having a 
graded ferroelectric sensing member. The sensing member may be 
composed of a PbZrxTiyOa (PZT) compound, where the ratio of x to y 

20 varies in accordance with a predetermined compositional gradient through 
the sensing member, and the sum of x + y is generally about one. For this 
type of ferroelectric material, preferably x is in a range of about 0.5 to 0.8. 
and y is in a range of about 0,2 to about 0.5. More preferably, x is in a 
range of about 0.55 to about 0.75. and y is in a range of about 0.25 to 

25 about 0.45. Instead of PZT. other ferroelectric materials may be utilized in 
accordance with the present invention, such as (Ba,Sr)Ti03 (BST), BaTiOa, 
lanthanum-modified PZT (PLZT). and strontium bismuth tantalate (SBT) to 
name a few. 

in another form, the present invention includes an oxygen sensor 
30 having a non-graded ferroelectric sensing member. The sensing member 
can be composed of a PbZrxTiyOs (PZT) compound wherein the sum of x 
and y is generally about one. Preferably, x is in the range of about 0.5 to 
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about 0.8, and y is in a range of about 0.2 to about 0.5. More preferably, x 
is in the range of about 0.55 to about 0.75, and y is in the range of about 
0.25 to about 0.45. Similar to the graded ferroelectric sensing member 
above, PZT can be substituted with other ferroelectric materials. 

5 The ferroelectric sensing member can include electrodes formed 

from any suitable material including, but not limited to platinum, silver, gold, 
metal phthalocyanine, and metal conductive oxides such as indium-doped 
tin oxide (ITO) to name a few. The electrodes can be formed using 
conventional patterning techniques. 

10 Another form of the invention includes an oxygen sensing system. 

This system may be configured to measure oxygen levels in an intake 
and/or exhaust stream of a vehicle. 

In still another form of the invention, a manufacturing technique 
includes: (a) providing a source of ferroelectric material having a first 

15 region with a first composition and a second region with a second 

composition different from the first composition; (b) irradiating a portion of 
the first region and a portion of the second region with a laser beam to 
release a mixture from the source with a predetermined ratio of the first 
composition to the second composition; and (c) forming a layer of a 

20 sensing matrix corresponding to the ratio. Irradiation of the source may be 
performed by scanning a predetermined path along the source with the 
laser beam to generate one or more plumes of the first and second 
compositions. Moreover, different amounts of the first and second regions 
may be scanned in this manner to vary the composition of one or more 

25 such plumes. Material released from the source may be accumulated in 
one or more layers to provide a corresponding ferroelectric device. 

In a further form, the present invention includes a nonstoichiometric 
metal oxide sensing member to detect oxygen and a circuit electrically 
coupled to said sensing member operable to apply an electric field to said 

30 sensing member. The sensing member may be comprised of a 

ferroelectric material such as a PZT or another type of nonstoichiometric 
metal oxide such as YSZ. The electric field applied to the sensing member 
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may be of a time varying form, with a peak magnitude of at least about 1 
volt per jLim. 

Still a further form of the present invention includes: providing a 
nonstoichiometric metal oxide sensing member; applying an electric field to 

5 said sensing member; and sensing oxygen with said sensing member. The 
sensing member may be comprised of a ferroelectric material such as a 
PZT or another type of nonstoichiometric metal oxide such as YSZ. The 
electric field applied to the sensing member may be of a time varying form 
with a peak magnitude of at least about 1 volt per jam. 

10 Accordingly, it is one object of the present invention to provide a low 

temperature oxygen sensing device. 

It is another object of the present invention to provide a ferroelectric 
device. 

It is still another object to provide a technique to manufacture a 
15 ferroelectric device. 

Further objects, features, forms, aspects, advantages, and benefits 
of the present invention will become apparent from the description and 
drawings provided herein. 



5 



wo 00/07001 



PCT/US99/17422 

BRIEF DESCRIPTION OF THE DRAWINGS 



Figure 1 is a diagram of a vehicle employing one embodiment of an 
oxygen sensor in an exhaust gas stream sensor system. 
5 Figure 2 is a diagram of a vehicle employing one embodiment of an 

oxygen sensor in an intake gas stream sensor system. 

Figure 3 is a perspective view of a sensing device according to one 
embodiment of the present invention. 

Figure 4 is a diagrammatic illustration of one method for depositing a 
10 graded ferroelectric material on a substrate. 

Figure 5 is a graphical illustration of an Auger depth profile of 
relative Zr and Ti concentrations for a down-graded film prepared according 
to the method depicted in Figure 4. 

Figure 6 is a graphical illustration of (200) peaks as a function of 29 
15 obtained from x-ray diffraction analysis of PZT 55/45, PZT 75/25 and 
compositionally graded PZT films. 

Figure 7 is a schemafic of a Sawyer-Tower circuit coupled to an 
oscilloscope. 

Figure 8 is a diagram of an atmosphere and temperature controlled 
20 probe station including a specimen stage for analyzing an oxygen sensor 
prepared according to the method depicted in Figure 4. 

Figure 9a is a graphical illustration of the time dependence of the 
voltage offset for one embodiment of an oxygen sensor having a non- 
graded ferroelectric film of the present invention. 
25 Figure 9b is a graph plotting voltage offset as a function of an 

applied sinusoidal driving field for one embodiment of an oxygen sensor 
having a non-graded ferroelectric film of the present invenfion. 

Figure 10a is a graph plotting voltage offset as a function of oxygen 
concentration for one embodiment of an oxygen sensor having a non- 
30 graded ferroelectric film of the present invention. 
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Figure 10b is a graph plotting voltage offset as a function of oxygen 
pressure for one embodiment of an oxygen sensor having a non-graded 
ferroelectric film of the present invention. 

Figure 10c is a graph plotting voltage offset as a function of 
5 temperature for one embodiment of an oxygen sensor having a non-graded 
ferroelectric film of the present invention. 

Figure 11a is a graph plotting voltage offset as a series of hysteresis 
loops as a function of an applied sinusoidal driving field for one 
embodiment of an oxygen sensor having an up-graded ferroelectric film of 
10 the present invention. 

Figure lib is a graph plotting voltage offset as a series of hysteresis 
loops as a function of an applied sinusoidal driving field for one 
embodiment of an oxygen sensor having a down-graded ferroelectric film of 
the present invention. 
15 Figure 12 is a graph plotting voltage offset as a function of the log of 

oxygen pressure for an oxygen sensor having an up-graded ferroelectric 
film and an oxygen sensor having a down-graded ferroelectric film, which 
were prepared in accordance with this invention. 

Figure 13 is a graph plotting the voltage offset as a function of 
20 temperature for one embodiment of an oxygen sensor having an up-graded 
film of the present invention. 

Figure 14 is a graph plotting voltage offset as a function of 
Log[p02/atm] of a YSZ film prepared according to the present invention. 
Figure 15 is a graph plotting voltage offset as a function of the 
25 applied sinusoidal driving frequency for a YSZ film prepared according to 
the present invention. 
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DESCRIPTION OF THE PREFERRED EMBODIMENTS 



For the purpose of promoting an understanding of the principles of 
the invention, reference will now be made to the embodiments illustrated in 
the drawings and specific language will be used to describe the same. It 
will nevertheless be understood that no limitation of the scope of the 
invention is thereby intended. Any alterations and further modifications in 
the described device and methods, and any further applications of the 
principles of the invention as described herein are contemplated as would 
normally occur to one skilled in the art to which the invention relates. 

One embodiment of the present invention is an oxygen sensor 
having a variety of uses, most notably for use in sensing systems for 
combustion engines to measure the oxygen levels in an exhaust gas 
stream and/or an intake gas stream. This oxygen sensor comprises a 
sensing member made of either a graded or non-graded ferroelectric or 
other nonstoichiometric metal oxide. At least two electrodes are attached 
to the sensing member in spaced a part relationship from one another to 
provide a sensing device akin to a capacitor. When the resulting capacitor 
device is subjected to an applied electrical driving field, the capacitor 
exhibits a voltage offset under selected conditions. The magnitude of the 
voltage offset is dependent upon the gaseous oxygen concentration to 
which the device is exposed. 

Oxygen sensors of the present invention can be used to enhance 
the efficient operation and environment or pollution control of combustion 
engines. Figure 1 is a diagram of a vehicle 10 having a combustion engine 
12 employing sensing system 14. Sensing system 14 includes oxygen 
sensor 18 positioned in exhaust line 16 and operably coupled to control 
circuit 20. Circuit 20 may include a means to provide a driving electric field 
for application to sensor 18 to generate a voltage offset corresponding to 
oxygen level. Such driving means are more fully discussed hereinafter in 
connection with Figure 7. In response to a level of oxygen in exhaust gas 
flowing through exhaust line 16, oxygen sensor 18 provides an oxygen 

8 
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signal to control circuit 20, And in response to the oxygen signal input, 
control circuit 20 generates one or more signals to control or adjust the 
operation of engine 12, which adjustments can include adjusting the fuel/air 
mixture into engine 12. 

An oxygen sensor prepared as described herein can also be used in 
the intake gas stream of a vehicle. Figure 2 is a diagram of a vehicle 40 
having a combustion engine 42 employing a sensing system 44. Sensing 
system 44 includes oxygen sensor 46 positioned in air intake line 48. 
Oxygen sensor 46 is operably coupled to control circuit 50. Circuit 50 may 
include a means to provide a driving electric field for application to sensor 
46 to generate a voltage offset corresponding to oxygen level. Such driving 
means are more fully discussed hereinafter in connection with Figure 7. In 
response to a level of oxygen in the intake gas stream flowing through air 
intake line 48, oxygen sensor 46 provides an oxygen signal to control 
circuit 50. Control circuit 50 is responsive to one or more inputs and 
generates an output signal to control or adjust the operation of engine 42, 

When used with combustion engines the inventive oxygen sensor 
responds to small variations in oxygen levels in the monitored gas stream 
with sufficient time response and sensitivity to enhance the control and 
operation of the combustion engine. Furthermore, the sensors function in 
both heated and non-heated environments for effective sensing of oxygen 
levels. The sensor can function in non-heated environments, for example, 
in non-heated intake gas streams and in exhaust gas streams upon initial 
start up of the engine before the exhaust gas becomes heated. Therefore, 
the sensors can be used to enhance the control and operation of an engine 
upon initial startup. Control of engines upon initial start provides particular 
advantages because that is when the engine operates least efficiently and 
produces the most pollutants. 

It will be understood by those skilled in the art that the sensing 
systems 14 and 44 including a nonstoichiometric metal oxide electrolyte 
and driving means prepared according to this invention will have a wide 
variety of applications besides use with combustion engines, for example. 
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but not restricted to, life support systems, medical (life support), biological 
and environmental analysis and process monitoring. 

Figure 3 depicts one embodiment of a sensor member 60 prepared 
according to the present invention. Sensor member 60 includes sensing 
member 62 deposited on an electrode material 64 formed on substrate 66. 
A top electrode 68 is formed on sensing member 62. It will be understood 
by those skilled in the art that a plurality of top electrodes 68 can be formed 
on sensing member 62. A plurality of electrodes 68 can be coupled to a 
driving means to enhance detection of the offset voltage with sensor 60 as 
will be discussed further in connection with Figure 7. The material 
comprising sensing member 62 can be made of a nonstoichiometric metal 
oxide material that is operable as a solid-state electrolyte positioned 
between metal electrodes in the form of a capacitor or an electrochemical 
cell. Sensing member 62 may be in the form of a thin film that can be 
grown using controllable film deposition techniques, such as a metallo- 
organic deposition (MOD) spin-on, PVD (i.e., sputtering or pulsed laser 
deposition (PLD)), chemical vapor deposition (CVD). or MOCVD. 

Figure 4 is a diagrammatic illustration of one method for depositing a 
graded material 80 on a substrate 82 using PLD. Source target 84 is 
formed of first region 86 and second region 88. First region 86 includes a 
first material having a first composition, and second region 88 includes a 
second material having a second composition different from the first 
composition. Regions 86. 88 meet at interface 87 which is generally 
positioned at about a 45*" angle relative to vertical axis 92 for the illustrated 
embodiment. Laser 90 rasters laser beam 91 over surface 94 of source 
target 86 along path 96 in a boustrophedonic pattern as illustrated. As 
laser beam 91 scans across target 84, it liberates material from the 
respective region 86, 88 in the form of a plume 97 that is subsequently at 
least partially deposited on substrate 82 as graded material 80. It should 
be appreciated that for each generally horizontal scan of laser beam 91 
across target 84, a different amount of material is released from region 86 
relative to the amount of material released from region 88 for the illustrated 
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orientation of interface 87. Correspondingly, nnaterial 80 is formed of layers 
that gradually change in composition relative to the ratio of region 86 
material to region 88 material. The temperature of material 80 may be 
maintained at a level sufficient to promote diffusion for a given layer 
resulting in a generally homogeneous composition for that layer. 

In an alternative embodiment, interface 87 may be differently 
configured to adjust the ratio for a given scan of laser beam 91 
thereacross. Further, in other embodiments, the source target 84 may 
include more than two differently composed regions to be scanned to 
provide for other types of compositions. 

This deposition process was used in one example to deposit a 
graded ferroelectric sensing film on a Pt-Ti-Si02-Si substrate held at 600*^0 
in 300 mTorr of O2. The film has been found to be highly (1 1 1)-oriented. as 
determined by x-ray diffraction. For this example, the deposition process 
employed a source with regions 86 and 88 having the ferroelectric 
composition of PbZro.75Tio.26O3, PZT (75/25); and PbZro.55Tio.45O3, PZT 
(55/45), respectively. Regions 86 and 88 were placed adjacent to one 
another with the interface at a 45° angle to vertical axis 92. A laser beam 
was then rastered across the target horizontally while its vertical position 
was incrementally increased after each horizontal scan as shown by path 
96. For each horizontal scan that the laser beam contacted the first and 
second regions of the target 84, either the first or second composition or 
both were deposited on substrate 82. Initially, a layer of PZT (55/45) was 
deposited on substrate 82. During the next scan, the laser beam released 
an amount of PZT (75/25) as well as an amount of PZT (55/45) from the 
target source. The relative amounts of PZT 75/25 and PZT 55/45 released 
from the target for each horizontal scan and deposited on the substrate 
were substantially equivalent to the amount of each region, 86 and 88, 
scanned by the laser beam. With each successive scan, the amount of 
PZT (55/45) deposited became less, while the amount of PZT (75/25) 
deposited became greater, ending with a final layer of PZT (75/25). For 
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this example, a total of 15 horizontal scans on the target were performed 
resulting in a film having a thickness of about 0.3 pm. 

For convenience, films with Zr/Ti ratios varying from PZT (75/25) at 
the substrate to PZT (55/45) at the top surface will be referred to as "up- 
5 graded" films. Films with the opposite gradient, i.e. with Zr/Ti ratios varying 
from PZT (55/45) at the substrate to PZT (75/25) at the top surface, will 
hereafter be referred to as "down-graded" films. Using the method 
described above both up-graded and down-graded films can be deposited 
on substrates. 

10 Both graded and non-graded sensors contain electrodes. A first or 

"bottom" electrode is formed on the substrate with a small section of the 
substrate is masked off during deposition to allow access to the bottom 
electrode. A second or top electrode, is formed via photolithography and 
sputtering or any other patterning techniques according to procedures well 

15 known to those skilled in the art. Materials useful as electrodes, including, 
for example, platinum, silver, gold, metal phthalocyanine and other 
conductive metal oxides such as indium-doped tin oxides (ITO) can be 
used to prepare electrodes. In one example, this second electrode was 
provided in the form of a number of 50 ^m x 50 \im platinum pads. For this 

20 example, the resulting sensing structure was like that shown in Figure 3 
except for the presence of multiple top electrode pads. 

In this manner a compositionally graded sensor element can be 
prepared at a temperature sufficiently low to be suitable for silicon-based 
substrates. Correspondingly, processing techniques developed for silicon 

25 substrates for use in other applications, such as semiconductor 

microstructures, may be utilized. The method also obviates the need to 
interdiffuse successively applied layers each having a compositionally 
different ferroelectric material. 

The relative Zr/Ti concentration of the gradient films as a function of 

30 depth is determined using a combination of Auger electron spectroscopy 
and ion milling to construct a depth profile. X-ray diffraction was used to 
determine crystalline structure and orientation of the films. 
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Figure 5 shows the results of Auger depth profiling. The resulting 
plot is the relative concentration of Zr and Ti as a function of depth for a 
typical down-graded film prepared as described in connection with Figure 
4. The depth profile indicates that the deposition method produces smooth, 

5 linear composition gradients, either from PZT (75/25) to PZT (55/45), or 
vice versa. X-ray diffraction measurements are also consistent with the 
presence of a range of compositions in the films rather than discrete layers 
of PZT (55/45) and PZT (75/25). 

Figure 6 is a plot of the x-ray diffraction measurements of the (200) 

10 peak of an up-graded film prepared as described in connection with Figure 
4 along with the (200) peaks for non-graded Zr/Ti 55/45 and Zr/Ti 75/25 
films. It is known that the positions of the x-ray peaks for PZT shift with 
composition. This is evidenced by the two distinct peaks from 55/45 at 26 
= 44.65° and 75/25 at 20 = 44.15°. The peak from the graded film. 

15 however, is broad and centered at 20 - 44.45°, which is consistent with a 
film having a range of compositions between PZT (55/45) and PZT (75/25). 
Naturally, in other embodiments, oxygen sensors in accordance with the 
present invention may be manufactured using other processes and 
techniques as would occur to those skilled in the art. 

20 Figure 7 depicts a schematic of a Sawyer-Tower circuit 110 coupled 

to an oscilloscope 1 12. Circuit 110 includes an electrical energy source 
1 14 in the form of a variable voltage supply that generates a frequency 
adjustable time varying voltage, preferably sinusoidal in nature. Circuit 110 
includes a nonstoichiometric metal oxide sensor of the present invention 

25 such as a ferroelectric PZT or other type, which is schematically 

represented as sensor capacitor 115 (Cs). Circuit 110 also includes 
reference capacitor 117 (Cref) in series with capacitor 115. The time 
varying voltage from source 1 14 is applied across the series of capacitors 
115, 117, providing a corresponding periodic time varying electric field to 

30 drive capacitor 115, The electric field has a peak amplitude or magnitude 
of at least 1 volt per ^im. The peak magnitude of the electric field is more 
preferably in a range of about 1 to about 1000 volts per |am, and still more 



3 00/07001 PCT/US99/17422 

preferably is in a range of about 10 to about 100 volts per |im. A most 
ppeferred range of the electric field is about 20 to about 50 volts per 
peak to peak amplitude. 

A sinusoidal driving electric field applied to sensor capacitor 
115 by circuit 110 generates a hysteretic polarization and an offset voltage. 
The driving voltage (Ednve) generated by source 114 is connected to the x- 
input of oscilloscope 112 while the voltage across the reference capacitor 
117 (Cref) is amplified by amplifier 116 and connected to the y-input of 
oscilloscope 112. In an ideal system the polarization on the sensor 
capacitor Cs is proportional to the voltage on the reference capacitor (i.e.. 
sample charge, Q, is equal to the reference capacitor charge, Qref). In 
graded and non-graded films, however, a voltage develops across the film 
leading to voltage across the sensor capacitor 115 (Cs) that is equal and 
opposite to the voltage across the reference capacitor 117 (Cref). 

Circuit 110 was utilized to test the response of various PZT materials 
with non-graded or graded structures to various mixtures of N2 and O2 
gases. This response was measured as offset voltage vs. time, t. The 
ambient oxygen partial pressure. p(02), was controlled via two mass-flow 
controllers that determined the ratio of N2,, (or Ar gas) and O2 entering the 
chamber Each particular gas mixture was allowed to flow through the 
chamber for one hour, at which point a driving electric field at 1 KHz was 
applied. The subsequent offset voltage was measured as a function of 
time. This was done using the following N2/O2 ratios: (100/0); (95/5): 
(90/10); (80/20); (50/50); and (0/100). 

Reported measurements were performed using a specimen stage 
comprised of an atmosphere and temperature controlled probe station to 
allow voltage measurements at ambient temperature. Figure 8 is a 
diagram of a atmosphere and temperature controlled probe station 150 
including sample stage 1 52 that is a combination resistive heater and 
Joule-Thompson refrigerator enclosed within sealed housing 154. Sensor 
153 is positioned on sample stage 152. Housing 154 includes inlet ports 
156 and 158 and exit ports 160 and 162. Oxygen from source 164 flows 

14 



wo 00/07001 PCT/US99/1 7422 

through line 166 into mass flow controller 168 and then through line 170 to 
inlet port 158 of housing 154. Nitrogen from source 172 flows through line 
174 into mass flow controller 176 and then through line 178 into inlet port 
156 of housing 154. Exit port 160 is connected to a vacuum pump (not 

5 shown), and exit port 162 is connected to a bypass valve (not shown). 

Probes 1 80 and 1 82 connect an oxygen sensor to the power supply of the 
Sawyer-Tower circuit (not shown) inside probe station 1 50. The system 
includes two mass flow controllers. 168 and 176, which regulate the flow of 
different gases from sources 164 and 172 into station 150. The mass-flow 

10 controllers were calibrated using a commercial zirconia oxygen sensor. In 
one operation mode to allow voltage measurements at ambient pressure, 
the gases in station 150 flow out exit port 162 through a bypass valve (not 
shown). In alternative operation modes at reduced pressure, exit port 162 
is closed and gases inside station 150 are removed through exit port 160 

15 using a vacuum pump or other vacuum source to provide a partial vacuum 
in station 150. In yet another operation mode, an oxygen sensor is 
mounted on a stage 152 that is a combination of a resistive heater and a 
Joule-Thompson refrigerator. This allows measurements to be performed 
at temperatures from 77K to 580K. 

20 Figure 9a is a plot of the voltage offset as a function of time for a 

non-graded ferroelectric film. The time dependence of the voltage offset. 
Voff(t) has the characteristic shape of a capacitor charging up through a 
resistance. By varying 117 (Cref ) and the amplifier 1 16 in the Sawyer- 
Tower circuit, it was determined that the time constant, x, for the time 

25 dependence of Voff is approximately equal to CrefRin= 10 s. Voltage offsets 
with this type of time dependent behavior measured using the Sawyer- 
Tower circuit have previously been shown to be a direct result of an equal 
and opposite voltage that develops on the sample capacitor. Furthermore, 
the voltage offset develops only when the driving field is applied, the effect 

30 is not observed when the applied field is zero. Figure 9b shows the driving 
field, Edrive. dependence of voltage offset, Voff. Below a field. Emin. Voff 
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increases monotonically with the driving field. Above Emm, Voff displays a 
power law dependence on the driving field. 

Figure 10a shows the offset voltage as a function of oxygen 
concentration measured in various combinations of O2 and N2 gas at room 

5 temperature using a 1 kHz, to 50 V/pm driving field for a non-graded PZT 
film. A strong dependence of voltage offset on oxygen partial pressure is 
observed. Figure 10b shows the offset voltage as a function of the oxygen 
pressure inside the probe station 1 50 after it was flushed with oxygen gas 
and pressurized with oxygen at varying absolute pressures. In both cases 

10 the magnitude of offset voltage translates to lower d.c. voltage values as 
the oxygen pressure decreases. The magnitude of Votf increases 
dramatically as the ambient p02 is reduced. 

Figure 10c shows the voltage offset as a function of temperature. 
The voltage offset persists over a wide range of temperatures. In preferred 

15 embodiments, a non-graded PZT film develops a d.c. voltage offset when 
subjected to a sinusoidal driving field over a temperature range from about 
180K to about 450K for a non-graded PZT film. Correspondingly, the non- 
graded PZT film for this example has an effective operating range that at 
least extends between about 180K and about 450K. More preferably for 

20 this example, the non-graded PZT film has an effective operating range at 
least between about 180K and about 400K; and sfill more preferably 
between about 180K and about 375K; where effective operafing range is 
understood to mean that the film provides a significant, measurable d.c. 
voltage offset in response to an applied electric driving field. 

25 In another form, the present invention includes a compositionally 

graded ferroelectric device prepared according to the method depicted in 
Figure 4. The compositionally graded ferroelectric devices exhibited similar 
characteristics under the influence of a periodically fime varying driving 
electric field. The compositionally graded PZT film develops a d.c. voltage 

30 offset under the influence of the field. Figure 1 1 a is a graph plotting the 

d.c. voltage offset observed as a series of hysteresis loops as a function of 
the applied sinusoidal driving field for an up-graded PZT film. Figure lib is 
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a corresponding plot for the down-graded film. The direction of the voltage 
offset depends on the direction of the gradient with respect to the substrate. 
For the up-graded film, application of a non-zero driving field provide 
hysteresis loops that reach an equilibrium offset after a few seconds. The 
hysteresis loops for the up-graded film translate in a positive d.c. voltage 
direction while those for the down-graded film translate in a negative d.c. 
voltage direction when the applied sinusoidal driving field is increased. The 
hysteresis loops measurements were made using the Sawyer-Tower circuit 
depicted in Figure 7 using a 1 kHz driving field that was varied from zero to 
50 V/pm. 

Compositionally graded devices exhibit results similar to those 
observed for non-graded devices when subjected to various combinations 
of O2 and N2 gas at room temperature and a 1 kHz, 30 V/pm driving field 
for the up-graded films. Figure 12 shows the relationship between the 
offset voltage as a function of Log[p02/atm] with a driving field of 1 kHz. 35 
V/(im at 300K for up-graded and down-graded films. The plot indicates that 
the magnitude of the voltage offset depends on the ambient oxygen partial 
pressure. The offset voltage monotonically increased as the oxygen 
pressure in the chamber increased. 

Figure 13 shows the offset voltage as a function of temperature for 
an up-graded PZT thin film in the temperature range 300K < T < 400K. 
Offset voltage was observed to monotonically increase as the temperature 
increased. Furthermore, a significant response was detected at ambient 
and sub-ambient temperatures. The voltage offset for a graded PZT film 
persists over a wide range of temperatures. The d.c. voltage offset for a 
graded PZT film can be observed as low as 400K, or 375K, and even as 
low as 300K or lower. Thus the graded PZT film may preferably be used 
for sensing at temperatures below about 400K. More preferably, sensing 
may be in a range between about 300K and about 400K. 

In yet another form, the inventive oxygen sensor includes an oxygen 
deficient ionic oxide material. One example of an oxygen deficient ionic 
oxide is yttria stabilized zirconia (YSZ). In one example, the YSZ films 

17 
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were fabricated using pulsed laser deposition on Pt-Ti-Si02-Si substrates 
held at 600 in 50 mTorr of O2. The YSZ material has the composition of 
YxZri.x02. where x is in the range of 0.0 to 0.15. In a preferred form, YSZ 
film has the composition of Yo.o6Zro 9402. The YSZ films were prepared to 

5 be approximately 0.8 pm thick and preferentially (1 1 1)-oriented as 
determined by x-ray diffraction. 

Figure 14 shows the results of the measurement of Votr at 300 K in 
different p02 environments with an applied electric field of 19 V/pm at 100 
kHz. For atmospheres of Log[p02/atm] - 0 to -1 , a small 0.1 mV) 

10 positive voltage offset was observed which decreased with decreasing p02. 
As Log[p02/atm] was reduced below - - 0.5, an increasingly negative 
voltage offset was observed with the largest magnitude of - -1 .4 mV 
occurring at Log[p02/atm] -3, the lowest PO2 value tested in this example. 
Figure 15 is a graph plotting -Voff as a function of the driving 

15 frequency and shows the frequency response of a typical sample capacitor 
driven with a 19 V/pm applied field in an atmosphere of Log[p02/atm] - -3. 
The maximum response was observed to occur at a driving frequency of 
approximately 300 kHz. The magnitude of the voltage offset also increased 
exponentially with the amplitude of the applied electric field. 

20 Correspondingly, the YSZ film can be used at temperatures below 

about 300K to sense oxygen. The resulting sensor may be quite small, and 
it requires no reference gas. making it suitable for biomedical applications 
(among others). 

Any publications, patents, or patent applications cited herein are 
25 hereby incorporated by reference as if each publication, patent or patent 
application were set forth in its entirety herein. The citations incorporated 
by reference include the following: 

\Aftiile the invention has been illustrated and described in detail in the 
drawings and foregoing description, the same is to be considered as 
30 illustrative and not restrictive in character, it being understood that only the 
preferred embodiment has been shown and described and that all changes 
and modifications that come within the spirit of the invention are desired to 
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be protected. Further, any theory of operation, proof, or finding stated 
herein is meant to further enhance understanding of the present invention 
and is not intended to make the scope of the present invention dependent 
upon such theory, proof, or finding. 
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CLAIMS 

What is claimed is: 

5 

1 . An apparatus comprising an oxygen sensor including a ferroelectric 
metal oxide sensing member having an effective operating temperature 
below about 400K. 

10 2. An apparatus comprising an oxygen sensor including a non- 
stoichiometric metal oxide sensing member having at least two 
compositional constituents in a ratio that increases along a predetermined 
direction through said sensing member to provide a corresponding 
compositional gradient, said non-stoichiometric metal oxide having an 

15 effective operating temperature below about 400K. 

3. The apparatus of claim 1 or 2 having an effective operating 
temperature below about 375K. 

20 4. The apparatus of claim 1 or 2 having an effective operating 
temperature below about 300K. 

5. The apparatus of claim 1 or 2, wherein said sensor includes at least 
two metallic electrodes. 

25 

6. The apparatus of claim 5, wherein said electrodes are formed from a 
material selected from platinum, silver, gold, metal phthalocyanine. and 
conductive metal oxide. 

30 7. The apparatus of claim 1 or 2 and further comprising a circuit 
electrically coupled to said sensing member operable to apply a time 
varying electric field to said sensing member. 

20 



8. The apparatus of claim 2, wherein said at least two compositional 
constituents are zirconia and titania. 

9. The apparatus of claim 2 or 8, wherein said gradient is established 
5 by a number of differently composed layers. 

10. The apparatus of any of claims 1 or 2, wherein said sensing member 
is formed of PbZrxTiyOa; where x is in a range of about 0.5 to about 0.8 and 
y is in a range of about 0.2 to about 0.5. 

10 

1 1 . The apparatus of claim 10, wherein x increases along a direction 
through said sensing member and y decreases along said direction. 

12. The apparatus of claim 1 1 , wherein x is in a range of about 0.55 to 
15 about 0.75 and y is in a range of about 0.25 to about 0.45. 

13. The apparatus of claim 10, wherein said sensing member includes a 
number of layers each having a different ratio of x to y. 

20 14, The apparatus of claim 10, wherein x is about 0,55 and y is about 

0.45 along a first surface of said sensing member and x is about 0.75 and y 
is about 0,25 along a second surface of said sensing member opposite said 
first surface. 

25 15. The apparatus of claim 1 or 2, wherein said sensing member is 
comprised of an oxygen deficient ionic oxide material. 

1 6. The apparatus of claim 1 5 wherein the said sensing member is 
comprised of a YSZ material. 

30 

17. A method of use, comprising detecting oxygen in an intake or 
exhaust stream of a vehicle with the apparatus of claim 1 or 2. 

21 
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18. A method of manufacture, comprising: 

providing a source of ferroelectric material having a first region with 
a first composition and a second region with a second composition different 
from the first composition; 
5 irradiating a portion of the first region and a portion of the second 

region with a laser to release a mixture from the source with a 
predetermined ratio of the first composition to the second composition; and 

forming a layer of a sensing matrix from the mixture, the mixture 
corresponding to the ratio. 

10 

19. The method of claim 18, wherein said source is a solid composed of 
PbZrxTiyOa; where x and y have a first predetermined ratio in the first region 
and a second predetermined ratio in the second region, the first 
predetermined ratio being different from the second predetermined ratio. 

15 

20. The method of claim 1 9, wherein x is about 0.75 in the first region 
and about 0.55 in the second region and y is about 0.25 in the first region 
and about 0,45 in the second region. 

20 21 . The method of claim 1 8, wherein the first region is adjacent the 
second region with an interface oriented at a predetermined position 
relative to the laser. 

22. The method of any of claims 18-21 further comprising perfomiing 
25 said irradiating of a number of different portions of the first and second 

regions to form a graded ferroelectric sensing member. 

23. The method of any of claims 1 8-21 , wherein said irradiating includes 
scanning a predetermined path along the source with the laser. 

30 

24. The method of claim 23, wherein said path includes a number of 
segments each corresponding to a different ratio of the first composition to 
the second composition. 

22 



25. The method of any of claims 18-21 , wherein said forming includes 
depositing the mixture on a substrate. 

5 26. An oxygen sensor formed by the method of any of claims 1 8-21 . 

27. A method of manufacture, comprising: 

providing a source of ferroelectric material having a first region with 
a first composition and a second region with a second composition different 
10 from the first composition; 

generating a number of plumes each having a different ratio of the 
first composition to the second composition, each of the plumes being 
formed from different areas of the first and second regions; and 

forming a number of layers each corresponding to a different one of 
15 the plumes, the layers each having the different ratio of the first 

composition to the second composition to provide a ferroelectric device 
with a predetermined compositional gradient. 

28. The method of claim 27. wherein the source is a solid composed of 
20 PbZrxTiyOa; where x and y have a first predetermined ratio in the first region 

and a second predetermined ratio in the second region, the first 
predetermined ratio being different from the second predetermined ratio. 

29. The method of claim 28, wherein x is about 0.75 in the first region 
25 and about 0.55 in the second region and y is about 0.25 in the first region 

and about 0.45 in the second region. 

30. The method of claim 27, wherein the first region is adjacent the 
second region with an interface oriented at a predetermined position 

30 relative to a device for performing said generating. 
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. 31 , The method of any of claims 27-30. wherein said generating the 
plumes includes irradiating a corresponding number of different portions of 
the first and second regions. 

5 32. The method of any of claims 27-30, wherein said irradiating includes 
scanning across a predetermined path along the source with a laser. 

33. The method of claim 32, wherein said path includes a number of 
segments each corresponding to a different one of the plumes. 

10 

34. The method of any of claims 27-30, wherein said fomning includes 
depositing material from a first one of the plumes on a substrate. 

35. An oxygen sensor formed by the method of any of claims 27-30. 

15 

36. An apparatus comprising an oxygen sensor including a PZT 
ferroelectric sensing member. 

37. The apparatus of claim 36 wherein said sensing member is 
20 comprised of a graded ferroelectric material. 

38. The apparatus of claim 36 wherein the said sensor includes at least 
two metallic electrodes. 

25 39. The apparatus of claim 38 wherein said electrodes are formed from 
a material selected from platinum, silver, gold, metal phthalocyanine, and 
conductive metal oxide. 

40. The apparatus of claim 36 and further comprising a circuit 
30 electrically coupled to said sensing member operable to apply a time 
varying electric field to said sensing member. 

24 
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41 . The apparatus of any of claims 36-40, wherein a ratio. between two 
compositional constituents increases along a predetermined direction 
through said sensing member to provide a corresponding compositional 
gradient. 

5 

42. The apparatus of claim 41 , wherein said gradient is established by a 
number of differently composed layers. 

43. The apparatus of claim 41 or 42, wherein said two compositional 
10 constituents are zirconia and titania. 

44. The apparatus of any of claims 36-40 wherein said sensing member 
is formed of PbZrxTiyOa; wherein x is in a range of about 0.5 to about 0,8 
and y is in a range of about 0.2 to about 0.5. 

15 

45. The apparatus of claim 44 wherein x is in a range of about 0.55 to 
about 0.75 and y is in a range of about 0.25 to about 0.45. 

46. A method of use, comprising detecting oxygen in an intake or 
20 exhaust stream of a vehicle with the apparatus of any of claims 36-40. 

47. A combination, comprising: 

a nonstoichiometric metal oxide sensing member to detect oxygen; 

and 

25 a circuit electrically coupled to said sensing member operable to 

apply a time varying electric field to said sensing member having a peak 
magnitude of at least about 1 volt per |im. 

48. A combination, comprising: 

30 providing a nonstoichiometric metal oxide sensing member; 

applying a time varying electric field to said sensing member having 
a peak magnitude of at least about 1 volt per |im; and 

sensing oxygen with said sensing member during said applying. 

25 



49. The combination of claim 47 or 48, wherein said peak magnitude is 
in a range of about 1 volt per |im to about 1000 volts per ^im. 

5 50. The combination of claim 49, wherein said peak magnitude is in a 
range of about 10 volts per |Lim to about 100 volts per |im. 

51 . The combination of claim 47 or 48 wherein said sensing member is 
comprised of a ferroelectric material. 

10 

52. The combination of claim 47 or 48, wherein said sensing member is 
comprised of a PZT material. 

53. The combination of claim 47 or 48, wherein the system is operable 
15 to detect oxygen concentration at a temperature below about 400K. 
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I acknowledge the duly to disclose infomiation which is material to patentability as defined in 37 CFR 1 .56. irKtudinq for conlinuatior>- 
in-pan applications, material infonryation which became available between the filing date of the prior application and the national or 
PCT international Wing date of the continuation-in-part application. 



I hereby claim foreign priority benefits under 35 U.S.C. 119(a)-(d) or 365(b) of any foreign applic3tion(s) for patent or inventor's 
certificate, or 365(a) of any PCT international application which designated at (east one country other than the tjnited Slates of 
America, listed below and have also idenUfied below, by checking the box. any foreign application for patent or invenloi's 
certiFicate, or any PCT iniemational application having a filing date before that of the application on which pripnty is claimed. 



Prior Foreign Application 
Numbefts) 



Country 



Foreign Filing Dale 
CMWDD/YYYY) 



Priority 
Not Claimed 



Certified Copy Attached? 
YES WO 



US99/17422 



PCT 



07/30/1999 



a 

□ 

a 

D 



a 
a 
a 
o 



□ 
□ 
□ 



D Additional foreign application numbem are listed on a supplemental priority data sheet PTO/SB/028 attached hereto: 
I hereby ciaim the benefit under 35 U S.C. 11 9(e) of any United States provisional applicatiQn(s) listed below. 



Application Numberfs) 



60/094. 721 
60/123.819 



Filing Date (MM/DO/YYYY) 



07/30/1998 
03/11/1999 



I I Additional provisional application 
numbers are listed on a 
supplemental prionty data sheet 
PTOVSB/02B attached hereto. 
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ant By: WOODARD EMHARDT ET AL; 317 637 7561; , .1,1^ J:yrp^O^ .y\ J,^5m^9^^^2f;Pa^f:^/^^ 



Praaia iyp« a plus sign (+) muds tNt bojt — > | ) 



PTO/Se/01 (lO.QO) 
App/ovsd for us« through 10/31/2002, 0MB 0651-0032 
U.S Patani and Tradamarli Offica: U S DEPARTMENT OF COMMERCE 



DECLARATION — Utility or Design Patent Application 


DirBclallcorrospondenceto: 1 1 Cuslomar Number 

' — ' or Bar Coda Label 




OA Correspondence address beksw 


j^^^ iJames B. Myers 0 WOODARD. EMHARDT, MAUGHTON. MORIARTY & MCNETT 


Address ^^^^ Center /Tower , Suite 3700 


111 Monuunent Circle 

Address 


Indianapolis 

City 


IN 

State 


ZIP "2^^ 


US 

Country 


- , . 317-634-3456 
Telephone 


317-637-7561 

Fax 


1 hereby declare that alt statements made herein of my tjwn knowJedge are true and that all statements made on informalion and belief 
are believed to be tnje: and funher that these statements were made with the knowledge that wiltfui false statements and the like so 
made are punishable by fine or tmprisonmant. or both, under 1S U.S.C. 1001 and that such willful false statements may jeoDardize the 
validity of the applicaUon or any patent issued lhareon. 


NAME OF SOLE OR FIRST INVENTOR : 


□ A petition has been filed for this unsigned inventor 


Given Name 

{first and middle fif anyl) Said 


Family Name 

or Surname MANSOUR 


Inventor's 
Signature 


Data 


Residence: City W«st Lafayette 


State IN 


Country 


Citizenship 


Mailing Address ^^^^ Cambridge Street 


Mailing Address Lafayette, Indiana 47906 US 


City West Lafayette 


State 


ZIP 47906 1 countn^ "S 


NAME OF SECOND INVENTOR: 


O A petition has been Hied for (his unsigned inventor 


Given Name 

(flrsi and middle Pf any]} Mark 


FamDy Name 

or Surname _BRA2IER 


Inventor's yOj^ / 

Signature / /ly A-^ ' Z---— * 




Residence: City We_«.c_Laf ayec.^:^ 


Strtef IN ) 


Counbv US 


Citizenship 


MaillngAddr^ss Courthouse Drive, #1 




Mailing Address "^^"^ Lafayette. Indiana 47906 US 


City West Lafayette 


State IN 


ZIP 47906 


Country 


0 Additional inventors are being named on the L supplemental Add'iLonat lnvenicy(s} sheel{$) PTO/S 


>B/02A attached hereto 
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ent By: WOODARD EMHARDT ET AL; 



31 7 637 7561 ; 



Plsas* ryp« m plus sign (*) maida this box ^ [ ^ J 
Undw lh« Papfrfyrofk Reduction Acl nf no oeraons 



PTO/SB/D2A(11^) 
Approvad for usa through 10/31/2002 OMB 0G51-O032 
U S Palant and Tradaniark Offics. U 5. DEPARTMENT OF COMMERCE 



DECLARATION 



ADDITIONAL INVENTOR(S) 
Supplemental Sheet 

Page JL of _1 



Name of Additional Joint Inventor, If any: 


O A petition has t>een filed for this unsigned inventor 


Given Name (first and middle (if any]) 


Family Name or Surname 


Michael, 


MCELFRESH 






RasldancK City West LaEayeCte 


State^N^^ 


Country 


Citizenship 


Mailing Address Princess Drive 


Mailing Addr... Lafayette. Indiana 47906 US 


City West Lafayecce 


State IN 


ZIP 479 0 5 Country US 


Name of Additional Joint Inventor, if any: 


O A petition has been filed for this unsigned inventor 


Given Name (fir^t and middle fif any)) 


Famify Name or Surname 






Inventor's 
Signature 


Date 


Residence: City 


State 


Country 


Citizenship 


Maillna Address 


Mailing Addrets 


Cttv 


State 


ZIP 


Country 


Name of Additional Joint Inventor, if an^ 


^' 1 O A petition Kas t>een filed for this unsigned inventor 


Given Name (first and middle frf any}} 


Family Name or Stjmame 






Inventor's 
Slanalure 


Date 


Residence: City 


State 


Country 


Citizenshlo 


Mailing Address 


Mailing Address 


City 


State 




Country 
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^nt By: WOODARD EMHARDT ET AL; 



317 637 7561 \ 



^^.^.,U. J.MFi. 02 .■..1;^6eM;J.ob .6?9;Page.„6/1 1 
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DECLARATION 



REGISTERED PRACTITIONER 
INFORMATION 
(Supplemental Sheet) 



Name 


Hsgistrailon 
Number 


Name 


Registration 
Number 


Harold R. Woodard 


»16.214 






C. David ESnhardt 


#18, 483 






Joseph A. Maughton, *Jr . 


#19, B14 






John V. Moriarty 


»26,207 






John C. McNett 


»25, 533 






Thomas Q. Henry 


»2a, 309 






James M. Durlacher 


»28. 840 






Charles R. Reeve« 


#28,750 






Vincent 0. Wagner 


#29, 596 






Steve Zlacos 


#30, 123 






Spiro Bereveskos 


»30, 821 






William F. Bahret 


#31,087 






Clifford W. Browning 


#32, 201 






R. Randall Frisk 


#32, 221 






Daniel J. Lueders 


#32, 581 






Kenneth A. Gandy 


#33, 386 






Timothy N. Thomas 


#35, 714 






Kerry P. Sisselman 


#37, 237 






Kurt N. Jones 


#37, 996 






John H. Allie 


#39, 088 






Holiday W. Banta 


#40, 311 






Troy J. Cole 


#35, 102 






L. Scott Paynter 


#39, 797 






J . Andrew Lowes 


#40,706 






Charles J. Meyer 


#41, 996 






Matthew R. Schantz 


#40, 800 






Gregory S. Coy 


#40, 967 






Lisa A. Hiday 


#40,036 






John V. Daniluck 


#40, 581 






v.nrxscopner a. Brown 


#41 , 642 






C . John Brannon 


#44, 557 






Jason J. Schwartz 


#43, 910 






Arthur J. Usher, IV 


#41. 359 






Douglas A, Collier 


#43, 556 






Brad A. Schepers 


#45. 431 






James B. Myers 


#42, 021 






Scott J. Stevens 


#29, 446 
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Ortica. Washtfigian. DC 20231. DO NOT SEND FEES OR COMPLETED FORMS TO THIS ADDRESS. SEND TO: AssstanI Comniisannar for 
PaloniB. Wasri0^on. DC 20231 




PUR-093:JBM 125610 Atty. Dkt. 7024-499 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

In re patent application of: 
Said Mansour et al. 
Serial No. 09/486,301 
LA. Filing Date: 30 July 1999 
LOW TEMPERATURE OXYGEN GAS SENSOR 



I hereby certify that this coirespondence is 
being deposited with the United States 
Postal Service as first class mail in an 
envelope addressed to the Assistant 
Commissioner for Patents, Washington, 
D.C- 20231 on 

April 23. 2001 

(Date of Deposit) 




Date of Signature 



REQUEST FOR EXTENSION OF TIME 

Hon. Commissioner for Patents 
Washington, D.C. 2023 1 

Sir: 

Applicants' attorney requests that the date for responding to the Notification of Missing 
Requirements dated 27 February 2001 be extended one month, to and including 27 April 200 L 

Applicants qualify as a small entity. The statutory fee of $55.00 for a small entity for this 

request is enclosed herewith. The Patent and Trademark Office is authorized to charge any 

deficiency or apply any overpayment credit to Deposit Account No. 23-3030, but not to include 

the payment of any issue fees that are or may become due. 

Respectf)rfl/ submitted, 

fidiustftient date: 05/21/2002 pHlIll , , ^ 

04;|/|0i .HGDYEH 000001.6 09468.01^^^ i J O^lA /f /ffi^^^ 

Jamesy6. Myers Jr., Reg. 1^2,02 1 
Woo/ard, Emhardt, Naugnton 

05/21/2002 miil 00000131 097^4793 yMoriarty & McNett 




01 FC-.215 



55,00 QP Bank One Center/Tower 



1 1 1 Monument Circle, Suite 3700 
Indianapolis, Indiana 46204-5137 
(317)634-3456 Fax No. (317) 637-7561 



EXHIBIT 

B 



REQUEST FOR EXTENSION OF TIME 



JC 




:t .> 



■C ^CT/PTO 2 5 APRjOOl 



PUR-093 JBM 125610 



Atty. Dkt. 7024-499 
IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 



^7 



In re patent application of: 
Said Mansour et al. 



Serial No. 0 9/486 ,301- ^13 

LA. Filing Date: 30 July 1999 

LOW TEMPERATURE OXYGEN GAS SENSOR 



1 hereby certify that this correspondence is 
being deposited with the United States 
Postal Service as first class mail in an 
envelope addressed to the Assistant 
Commissioner for Patents, Washington, 
DC 20231 on 
April 23, 2001 




(Date of Deposit) 
James B. Myers Jr. 



Vne of Regj^stered Representativo^ / 



4. 



' Sig'natiiM^ //( 
\pnl23.TO01 A/ 



r 



Date of Signature 



REQUEST FOR EXTENSION OF TIME 



Hon. Commissioner for Patents 
Washington, D.C. 20231 



Sir: 

Applicants' attorney requests that the date for responding to the Notification of Missing 
Requirements dated 27 February 2001 be extended one month, to and including 27 April 2001. 

AppHcants qualify as a small entity. The statutory fee of $55.00 for a small entity for this 
request is enclosed herewith. The Patent and Trademark Office is authorized to charge any 
deficiency or apply any overpayment credit to Deposit Account No. 23-3030, but not to include 
the payment of any issue fees that are or may become due. 

RespectfirflV submitted. 



04/2&/e001 HHGUYEH 00000166 09486301 

01 FCsE15 55.00 OP 



By: U (^/6 




JamesyB. Myers Jr., Reg. 42,021^ 
WooMrd, Emhardt, Naugnton 

^Moriarty & McNett 
Bank One Center/Tower 
1 1 1 Monument Circle, Suite 3700 
Indianapolis, Indiana 46204-5137 
(317)634-3456 Fax No. (317) 637-7561 



REQUEST FOR EXTENSION OF TIME 



